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Nitrogen- and phosphorus-co-doped carbons with
tunable enhanced surface areas promoted by the
doping additives†
Jens Peter Paraknowitsch,*a Yuanjian Zhang,b Bjo¨rn Wienerta and Arne Thomasa
1-Butyl-3-methyl-pyridinium-dicyanamide (BMP-dca) is carbonised
with tetra-alkyl-phosphonium-bromide additives yielding nitrogen-
and phosphorus-co-doped carbons with enhanced BET surface areas
promoted by the additives.
Heteroatom doping of carbon materials is an emerging field
of materials science. Nitrogen is by far the most prominent
doping candidate and numerous examples with versatile
applications, e.g. in electrochemistry, are known.1–22 Although
other heteroatoms are of thriving interest, synthetic pathways
towards boron-,23–26 sulphur-27–35 and phosphorus-doped36–38
carbons are still rare. As especially bigger atoms like S or P have
most preferable eﬀects on the polarisability of the carbon
materials and thus on their performance in electrochemical
applications,31–36 new synthesis routes are inevitable. IL based
syntheses of carbon materials have been established in mani-
fold ways in recent years of research.1–7,21–23,39–48 Especially
liquid salts with dicyanamide anions are a powerful precursor
for N-doped carbons,1–7 and for advanced co-doping with S.27
Herein we present a modified IL route using phosphonium
additives, paving the way towards P- and N-co-doped carbons –
a class of materials only rarely reported in the literature so far.36
BMP-dca with 40 mol% of tetrabutyl-phosphonium-bromide
(TBuPBr) as a phosphorus source was therefore carbonised at
1000 1C in a constant flow of inert gas (see ESI† for details). The
black solid product is a carbonaceous material exhibiting a
local graphitic order that is limited in its extension. This can be
derived from the powder X-ray diﬀraction (PXRD) patterns
showing broadened, but intense, (002) and (100) reflexes typical
for a stacking motif in turbostratic-like carbons (compare
Fig. S1, ESI†). The black product was also characterised by
means of elemental combustion analysis (EA) and inductively
coupled plasma optical emission spectrometry (ICP-OES) to
determine the degree of heteroatom-doping: 4.1 wt% of
N-doping (EA) and 5.7 wt% of P-doping (ICP-OES) are revealed.
The material is thus successfully dually doped; especially the
remarkably high degree of P-doping compared to other
approaches36–38 is noteworthy and points out the advantages
of the method. To also prove the homogeneity of the material,
elemental mapping based on energy dispersive X-ray spectro-
scopy (EDX) and wavelength dispersive X-ray spectroscopy
(WDX) was performed. The data are provided in the ESI†
(Fig. S2–S5, ESI†), showing clearly that the dopants are spread
homogeneously throughout the material. Significant local
concentration maxima cannot be found.
The binding environments of both N and P could be
elucidated by X-ray photoelectron spectroscopy (XPS), and the
detailed N1s and P2p scans are depicted in Fig. 1. The results
for nitrogen are as expected according to our previous stu-
dies:1,2,27,46 three deconvolved contributions appear at 398.13
eV, 400.88 eV and 402.80 eV that can be assigned to pyridinic
and pyrollic nitrogen species, quaternary graphitic nitrogen
and minor oxidised nitrogen binding motifs (due to oxidative
processes on the surface of the materials), respectively.16,34,49,50
The N doping thus occurs with N atoms firmly bound to
the carbon backbone. To clearly assign the P2p XPS scan
to certain chemical environments is however more diﬃcult.
Fig. 1 Deconvolved XPS scans of the N1s and P2p orbitals of the material.
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Three deconvolved contributions appear at 129.33 eV, 132.66 eV
and 137.15 eV. The value of B137 eV has been observed for
phosphorus in high oxidation states,51 thus referring to surface
oxidised P species. The two more dominant contributions are
controversially discussed,37,51–53 but the most comprehensive
explanation is the contribution at 132.66 eV attributed to P–C-
binding motifs.37,51 In this range of binding energies, P atoms
neighbouring N have also been reported,51 which is also
comprehensive. The binding energy of 129.33 eV derives from
P–P binding sites.51 The assignment of the P2p XPS scan is thus
not totally clear, but considering both the data reported in the
literature and the chemical circumstances of our synthetic
approach, the explanation of P firmly bound to the carbon
backbone is the most comprehensive. The XPS data also reveal
the changes in the chemical environments of the dopants
during the formation of the material. Nitrogen atoms are
already part of aromatic units in the precursor, or are easily
incorporated by triazine formation. Phosphorus atoms do not
appear in any aromatic environment in the precursor system.
However, P atoms are nevertheless already bound to carbon
atoms in the phosphonium salts used, easing their incorpora-
tion into the forming carbon backbone.
The nitrogen sorption isotherm of the P/N-doped material
(see Fig. 2) surprisingly showed that the co-doped carbon does
exhibit an enhanced BET surface area of B283 m2 g1. As
purely N-doped carbon derived from BMP-dca without additives
is just a bulk material, this alteration must be due to the
structure directing eﬀect of the phosphorus source. We focused
on this phenomenon more closely by investigating the eﬀect of
diﬀerent additives. Interestingly, tetra-alkyl-phosphonium-halides
with nitrile groups ((4-cyanobenzyl)-triphenyl-phosphonium-
chloride [CN-add-1] and cyanomethyl-triphenyl-phosphonium-
chloride [CN-add-2]) used as additives (40 mol% in BMP-dca,
1000 1C under inert gas flow) did yield P/N-codoped carbons
(N: 5.1 wt% (both additives)/P: 3.5 wt% (CN-add-1) and 6.9 wt%
(CN-add-2)), but the materials did not exhibit any enhancement
of the BET surface area. The nitrile groups surely promote an
intensified chemical reactivity by triazine formation between
the BMP-dca and the additive at an earlier stage of the reaction.
In contrast, diﬀerent nitrile free phosphonium additives show
the structure directing properties, which we investigated
using TBuPBr, tetra-ethyl-phosphonium-bromide (TEtPBr) and
tetra-phenyl-phosphonium-bromide (TPhPBr) as additives at
diﬀerent concentrations. All nitrogen sorption isotherms are
shown in Fig. 2, the respective BET surface areas are summed
up in Table 1.
The values reveal a clear tendency of tetra-alkyl-phosphonium
additives to promote the enhancement of the BET surface area in
IL-derived carbons. Both the properties of the alkyl chains and
the concentration of the additives determine the achieved
surface areas, indicating a templating eﬀect of the phosphonium
salts. Both external surfaces and mesoporosity contribute to the
measured surface areas, which can be estimated from the shapes
of the measured isotherms. Transmission electron micrographs
(TEM) support this idea, showing the sponge-like structures of
the two materials with the highest surface areas, synthesised
using TBuPBr- and TPhPBr-concentrations of 40 mol% (see
Fig. S6, ESI†).
Although the intrinsic increase of the surface area is highly
interesting, from an application directed point of view it should
be further enhanced. We were able to achieve this using
Ludoxs silica nanoparticles as a hard template during the
synthetic procedure. Removal of the template yields a P/N-
co-doped carbon – P: 4.8 wt% (ICP-OES)/N: 2.8 wt% (EA) – with
an open mesoporous structure. The morphology can be seen in
the micrographs in Fig. 3 and the nitrogen sorption isotherm is
depicted in Fig. S7 (ESI†), showing a typical hysteresis for
mesoporous materials with disordered pore structures and
exhibiting a BET surface area of 832 m2 g1.
It can be concluded that this work presents a novel pathway
towards multiply-doped carbons containing phosphorus.
Especially the intrinsically increased surface areas promoted
by the applied phosphonium additives make the material
highly interesting, while additional mesoporosity can be easily
induced by hard templating. Furthermore, the possibility of
finely modifying cheap commercial carbons with such an
advanced material – which is envisaged – makes the IL-derived
P/N-co-doped carbon a promising candidate for electrocatalytic
or other applications.
Fig. 2 Nitrogen sorption isotherms of BMP-dca derived carbon using diﬀerent additives at diﬀerent concentrations.
Table 1 BET surface areas of BMP-derived P/N-codoped carbons using diﬀerent
phosphorus sources at various concentrations
TEtPBr TBuPBr TPhPBr
10 mol% 0.2 m2 g1 2 m2 g1 1.5 m2 g1
20 mol% 17 m2 g1 41 m2 g1 10 m2 g1
30 mol% 32 m2 g1 137 m2 g1 146 m2 g1



















































1210 Chem. Commun., 2013, 49, 1208--1210 This journal is c The Royal Society of Chemistry 2013
Funding was received from DFG within the framework of
UNICAT, which is gratefully acknowledged. Collaborators that
we would like to cordially thank include J. Nissen, Dr C. Go¨bel,
Dr H. Wetzel, Dr J. Schmidt, C. Eichenauer, A. Sobotta and
M. Unterweger.
Notes and references
1 J. P. Paraknowitsch, A. Thomas and M. Antonietti, J. Mater. Chem.,
2010, 20, 6746–6758.
2 J. P. Paraknowitsch, J. Zhang, D. S. Su, A. Thomas and M. Antonietti,
Adv. Mater., 2010, 22, 87–92.
3 N. Fechler, T.-P. Fellinger and M. Antonietti, Chem. Mater., 2012, 24,
713–719.
4 J. S. Lee, X. Q. Wang, H. M. Luo and S. Dai, Adv. Mater., 2010, 22,
1004–1007.
5 N. Fechler, T.-P. Fellinger and M. Antonietti, Adv. Mater., 2013, 25,
75–79.
6 T.-P. Fellinger, F. Hasche, P. Strasser and M. Antonietti, J. Am. Chem.
Soc., 2012, 134, 4072–4075.
7 X. Tuaev, J. P. Paraknowitsch, R. Illgen, A. Thomas and P. Strasser,
Phys. Chem. Chem. Phys., 2012, 14, 6437–6440.
8 G. Lota, K. Lota and E. Frackowiak, Electrochem. Commun., 2007, 9,
1828–1832.
9 F. Hasche, T.-P. Fellinger, M. Oezaslan, J. P. Paraknowitsch,
M. Antonietti and P. Strasser, ChemCatChem, 2012, 4, 479–483.
10 K. Gong, F. Du, Z. Xia, M. Durstock and L. Dai, Science, 2009, 323,
760–764.
11 W. Yang, T.-P. Fellinger and M. Antonietti, J. Am. Chem. Soc., 2011,
133, 206–209.
12 L. Zhao, L.-Z. Fan, M.-Q. Zhou, H. Guan, S. Qiao, M. Antonietti and
M.-M. Titirici, Adv. Mater., 2010, 22, 5202–5206.
13 L. Zhao, Z. Bacsik, N. Hedin, W. Wei, Y. Sun, M. Antonietti and
M.-M. Titirici, ChemSusChem, 2010, 3, 840–845.
14 L. Zhao, R. Crombez, F. P. Caballero, M. Antonietti, J. Texter and
M.-M. Titirici, Polymer, 2010, 51, 4540–4546.
15 N. Baccile, M. Antonietti and M.-M. Titirici, ChemSusChem, 2010, 3,
246–253.
16 M. C. Huang and H. S. Teng, Carbon, 2003, 41, 951–957.
17 Q. Zhao, T.-P. Fellinger, M. Antonietti and J. Yuan, Macromol. Rapid
Commun., 2012, 33, 1149–1153.
18 R. J. White, M. Antonietti and M.-M. Titirici, J. Mater. Chem., 2009,
19, 8645–8650.
19 R. J. White, N. Yoshizawa, M. Antonietti and M.-M. Titirici, Green
Chem., 2011, 13, 2428–2434.
20 L. Zhao, N. Baccile, S. Gross, Y. Zhang, W. Wei, Y. Sun, M. Antonietti
and M.-M. Titirici, Carbon, 2010, 48, 3778–3787.
21 J. S. Lee, X. Q. Wang, H. M. Luo, G. A. Baker and S. Dai, J. Am. Chem.
Soc., 2009, 131, 4596–4597.
22 M. C. Gutierrez, D. Carriazo, C. O. Ania, J. B. Parra, M. Luisa Ferrer
and F. del Monte, Energy Environ. Sci., 2011, 4, 3535–3544.
23 P. F. Fulvio, J. S. Lee, R. T. Mayes, X. Wang, S. M. Mahurin and
S. Dai, Phys. Chem. Chem. Phys., 2011, 13, 13486–13491.
24 P. L. Gai, O. Stephan, K. McGuire, A. M. Rao, M. S. Dresselhaus,
G. Dresselhaus and C. Colliex, J. Mater. Chem., 2004, 14, 669–675.
25 T. Q. Lin, F. Q. Huang, J. Liang and Y. X. Wang, Energy Environ. Sci.,
2011, 4, 862–865.
26 T. Shirasaki, A. Derre, M. Menetrier, A. Tressaud and S. Flandrois,
Carbon, 2000, 38, 1461–1467.
27 J. P. Paraknowitsch, B. Wienert, Y. J. Zhang and A. Thomas, Chem.–
Eur. J., 2012, 18, 15416–15423.
28 H. Gao, Z. Liu, L. Song, W. Guo, W. Gao, L. Ci, A. Rao,
W. Quan, R. Vajtai and P. M. Ajayan, Nanotechnology, 2012,
23, 275605.
29 J. P. Paraknowitsch, A. Thomas and J. Schmidt, Chem. Commun.,
2011, 47, 8283–8285.
30 S.-A. Wohlgemuth, F. Vilela, M.-M. Titirici and M. Antonietti, Green
Chem., 2012, 14, 741–749.
31 S.-A. Wohlgemuth, R. J. White, M.-G. Willinger, M.-M. Titirici and
M. Antonietti, Green Chem., 2012, 14, 1515–1523.
32 Z. Yang, Z. Yao, G. Li, G. Fang, H. Nie, Z. Liu, X. Zhou, X. a. Chen and
S. Huang, ACS Nano, 2012, 6, 205–211.
33 G. Hasegawa, M. Aoki, K. Kanamori, K. Nakanishi, T. Hanada and
K. Tadanaga, J. Mater. Chem., 2011, 21, 2060–2063.
34 C. H. Choi, S. H. Park and S. I. Woo, Green Chem., 2011, 13, 406–412.
35 S. Yang, L. Zhi, K. Tang, X. Feng, J. Maier and K. Mu¨llen, Adv. Funct.
Mater., 2012, 22, 3634–3640.
36 C. H. Choi, S. H. Park and S. I. Woo, J. Mater. Chem., 2012, 22,
12107–12115.
37 Z. W. Liu, F. Peng, H. J. Wang, H. Yu, W. X. Zheng and J. A. Yang,
Angew. Chem., Int. Ed., 2011, 50, 3257–3261.
38 X. C. Zhao, Q. Zhang, B. S. Zhang, C. M. Chen, A. Q. Wang, T. Zhang
and D. S. Su, J. Mater. Chem., 2012, 22, 4963–4969.
39 X. Q. Wang and S. Dai, Angew. Chem., Int. Ed., 2010, 49, 6664–6668.
40 D. Carriazo, M. C. Serrano, M. C. Gutierrez, M. L. Ferrer and F. del
Monte, Chem. Soc. Rev., 2012, 41, 4996–5014.
41 M. C. Gutie´rrez, D. Carriazo, A. Tamayo, R. Jime´nez, F. Pico´,
J. M. Rojo, M. L. Ferrer and F. del Monte, Chem.–Eur. J., 2011, 17,
10533–10537.
42 D. Carriazo, M. C. Gutierrez, M. L. Ferrer and F. del Monte, Chem.
Mater., 2010, 22, 6146–6152.
43 M. C. Gutierrez, F. Rubio and F. del Monte, Chem. Mater., 2010, 22,
2711–2719.
44 T. J. Wooster, K. M. Johanson, K. J. Fraser, D. R. MacFarlane and
J. L. Scott, Green Chem., 2006, 8, 691–696.
45 D. Carriazo, F. Pico, M. C. Gutierrez, F. Rubio, J. M. Rojo and F. del
Monte, J. Mater. Chem., 2010, 20, 773–780.
46 J. P. Paraknowitsch, Y. J. Zhang and A. Thomas, J. Mater. Chem.,
2011, 21, 15537–15543.
47 J. P. Paraknowitsch and A. Thomas, Macromol. Chem. Phys., 2012,
213, 1132–1145.
48 J. Patino, M. C. Gutierrez, D. Carriazo, C. O. Ania, J. B. Parra,
M. L. Ferrer and F. d. Monte, Energy Environ. Sci., 2012, 5,
8699–8707.
49 P. Burg, P. Fydrych, D. Cagniant, G. Nanse, J. Bimer and
A. Jankowska, Carbon, 2002, 40, 1521–1531.
50 R. Pietrzak, H. Wachowska and P. Nowicki, Energy Fuels, 2006, 20,
1275–1280.
51 L. S. Dake, D. R. Baer and D. M. Friedrich, J. Vac. Sci. Technol., A,
1989, 7, 1634–1638.
52 F. Claeyssens, G. M. Fuge, N. L. Allan, P. W. May and M. N. R.
Ashfold, Dalton Trans., 2004, 3085–3092.
53 J. C. Han, A. P. Liu, J. Q. Zhu, M. L. Tan and H. P. Wu, Appl. Phys. A,
2007, 88, 341–345.
Fig. 3 TEM micrographs of the Ludoxs templated sample.
ChemComm Communication
Pu
bl
ish
ed
 o
n 
19
 D
ec
em
be
r 2
01
2.
 D
ow
nl
oa
de
d 
by
 T
U
 B
er
lin
 - 
U
ni
ve
rs
ita
et
sb
ib
l o
n 
30
/0
3/
20
16
 1
2:
49
:2
6.
 
View Article Online
